triacetoxyborohydride (3.0 equiv). The flask was submersed in a 23 ºC water bath and CH 2 Cl 2 was added under nitrogen. The resulting mixture was stirred until homogeneous. The crude dihydropyridine solution (from the Rh reaction) was added to the flask via cannula or syringe transfer with the aid of CH 2 Cl 2 and the solution was vigorously stirred (>1000 rpm). Diphenyl phosphate (2.2 equiv) in CH 2 Cl 2 was added over 10 min. The homogeneous mixture was stirred at 23 ºC under nitrogen for 12 h. The reaction was quenched with 1M NaOH (100 mL), and the mixture was stirred vigorously until gas evolution ceased (approx. 20 min). The mixture was transferred to a separatory funnel, and the layers were separated. The aqueous layer was extracted with CH 2 Cl 2 (2 x 50 mL). The combined organic layers were washed with brine (150 mL) followed by a final extraction of the aqueous phase with CH 2 Cl 2 (50 mL). The organic layers were dried over MgSO 4 and evaporated to dryness. The crude product was purified by flash chromatography to deliver the product tetrahydropyridine. 
SI-1
Tetrahydropyridine 14. The Rh-catalyzed reaction was performed in accordance with General Procedure A using imine 12 (1.00 g, 5.34 mmol, 1 equiv), 3-hexyne (13) (0.910 mL, 8.01 mmol, 1.5 equiv), [RhCl(coe) 2 ] 2 (9.6 mg, 0.013 mmol, 0.25 mol %), 4-(diethylphosphino)-N,N-dimethylaniline (5.6 mg, 0.026 mmol, 0.5 mol %), and toluene (3.6 mL). The reduction was performed in accordance with General Procedure C using sodium triacetoxyborohydride (3.40 g, 16.0 mmol, 3 equiv), acetic acid (8.0 mL), and ethanol (30 mL). The crude product was purified by flash column chromatography (400:25:3 hexanes:EtOAc:Et 3 N) to furnish tetrahydropyridine 14 as a pale yellow oil (1.26 g, 87% 143.8, 132.4, 131.3, 128.0, 127.5, 125.9, 65.2, 58.2, 57.5, 41.9, 23.6, 22.6, 19.6, 17.7, 13.3, 13.0, 8.9 . 
HRMS-ESI

SI-1
Tetrahydropyridine 14. The Rh-reaction was performed in accordance with General Procedure B using imine 12 (1.00 g, 5.34 mmol, 1 equiv), 3-hexyne (13) 3, 141.7, 140.7, 138.2, 128.4, 128.0, 128.0, 126.3, 110.6, 107.3, 64.4, 57.8, 57.5, 41.7, 30.4, 28.3, 26.3, 24.1, 20.9, 13.6, 
mL). The reduction was performed in accordance with
General Procedure C using sodium triacetoxyborohydride (2.84 g, 13.39 mmol, 3 equiv), acetic acid (6.7 mL), and ethanol (25 mL). The crude product was purified by flash column chromatography CDCl 3 ): δ 8. 16−8.14 (m, 1H), 7.38-7.33 (m, 4H), 7.32-7.28 (m, 3H), 7.24-7.20 (m, 2H) Tetrahydropyridine 18. The Rh-reaction was performed in accordance with General Procedure A using imine 12 (1.00 g, 5.34 mmol, 1 equiv), indole silyl alkyne 17 (1.74 g, 6.41 mmol, 1.2 equiv), (12 mL), all in a glovebox. This mixture was transferred to an oven-dried 250-mL 3-neck flask equipped with a stir bar and a reflux condenser. Toluene (60 mL) was added to the flask. 3-Hexyne (13) (18.2 mL, 160 mmol, 1.5 equiv) was added to the flask followed by imine 12 (20.0 g, 107 mmol, 1 equiv).
The flask was removed from the glovebox and the reaction mixture was stirred at 80 ºC under nitrogen.
After 24 h, the reaction mixture was allowed to cool to 23 ºC. A 2 L 3-neck Morton flask was assembled with a thermometer, an addition funnel, and a Claisen adapter (one neck attached to a nitrogen line and the other neck attached to an external bubbler). Ethanol (594 mL) was added to the flask and cooled to 0 ºC in an ice bath. The dihydropyridine solution SI-1 was transferred to the addition funnel via cannula. The flask was rinsed with toluene (10 mL) and that solution was transferred to the addition funnel via cannula. Sodium triacetoxyborohydride (68.0 g, 320 mmol, 3 equiv) was added via funnel in one portion (by temporarily removing the thermometer) to the precooled ethanol with stirring (>750 rpm). The dihydropyridine solution SI-1 was then immediately added to the heterogeneous mixture via addition funnel over a period of 2 min, and at the end of the addition, the internal temperature of the mixture had warmed to 2 ºC. The addition funnel was rinsed with toluene (10 mL), and the rinse was also added to the reaction solution. Acetic acid (160 mL, 2.78 mol, 26 equiv) was added to the flask under nitrogen with stirring over 4 min at which time the internal temperature had increased to 7 ºC. After stirring for 1 h in an ice bath, the reaction mixture was allowed to warm to 23 ºC, and the volatiles were evaporated. EtOAc (50 mL) and H 2 O (25 mL) were added to the flask. 2M NaOH was added to the mixture until the pH of the aqueous layer was >11. The mixture was extracted with EtOAc (4 x 150 mL). The combined organic layers were washed with brine (300 mL), dried over Na 2 SO 4 , and concentrated under reduced pressure. (For characterization data of crude product after extraction, see 1 H NMR 14a,
13
C NMR 14a, and GC Trace 14a). The crude product was filtered over a silica plug (10 cm x 6 cm, 450 mL of silica with 400:25:3 hexanes:EtOAc:Et 3 N eluent) and concentrated under reduced pressure to yield tetrahydropyridine 14 as a pale yellow oil (27.5 g, 95% yield 8, 132.4, 131.3, 128.0, 127.5, 126.0, 65.2, 58.2, 57.5, 42.0, 23.7, 22.6, 19.5, 17.6, 13.3, 13.0, 8.9 Toluene (72 mL) was added and the resulting mixture was stirred at 23 ºC under nitrogen for 1 h. 3-Hexyne (13) (18.2 mL, 160 mmol, 1.5 equiv) was added to the flask followed by imine 12 (20.0 g, 107 mmol, 1 equiv). The reaction was stirred at 80 ºC under nitrogen. After 24 h, the reaction mixture was allowed to cool to 23 ºC. A 2 L 3-neck Morton flask was assembled with a thermometer, an addition funnel, and a Claisen adapter (one neck attached to a nitrogen line and the other neck attached to an external bubbler). Ethanol (594 mL) was added to the flask and cooled to 0 ºC in an ice bath. The dihydropyridine solution SI-1 was transferred to the addition funnel via cannula. The flask was rinsed with toluene (10 mL) and that solution was transferred to the addition funnel via cannula. Sodium triacetoxyborohydride (68.0 g, 320 mmol, 3 equiv) was added via funnel in one portion (by temporarily removing the thermometer) to the pre-cooled ethanol with stirring (>750 rpm). The dihydropyridine solution SI-1 was then immediately added to the heterogeneous mixture via addition funnel over a period of 2 min, and at the end of the addition, the internal temperature of the mixture had warmed to 2 ºC. The addition funnel was rinsed with toluene (10 mL), and the rinse was also added to the reaction solution. Acetic acid (160 mL, 2.78 mol, 26 equiv) was added to the flask under nitrogen with stirring over 4 min at which time the internal temperature had increased to 7 ºC. After
